Abstract
Introduction
In a series of recent papers we have been applying the technique of electrospray ionisation mass spectrometry (ESI MS) to probe the coordination chemistry of the metalloligand [Pt 2 (-S) 2 The structure of the cation of the trimethyllead derivative 2 is illustrated in Figure   1 . It consists of the usual P 4 Pt 2 S 2 core with the Me 3 Pb + group attached to one of the two S atoms. There is no significant interaction with the other S atom, as evidenced by the In contrast, the structure of the Ph 2 IPb + analogue 3 shown in Figure 2 has the lead atom interacting with both S atoms, though not equally. The Pb-S(1) distance is short at 2.567(2) Å, while Pb-S (2) A possible mechanism that accounts for the alkylation process is shown in Scheme 1, and involves intramolecular attack of the free sulfide group at a Pb-CH 2 carbon, resulting in transfer of the alkyl group from Pb to S. Presumably, PbR 2 is generated in this process. Simple divalent organolead compounds are known to be unstable with respect to lead(IV), 31 and PbR 2 would not be expected to be detected in the ESI mass spectrum due to the anticipated lack of an ionisation pathway. To account for the greater reactivity in the ethyl system, it is possible that the lead centre would be more electron-rich than in the methyl case (due to the positive inductive effect of the additional Me groups), so that the Pb-S bond is further weakened, the PbEt 3 + group is a poorer Lewis acid still, and alkyl transfer occurs more rapidly. The observation that a key mass 
Experimental
General experimental procedures were as described in recent publications from these laboratories. suggesting they were not firmly held in the lattice, and residual e peaks of < 5 e Å 3 near the I atom suggested that this also was not completely ordered. The structure of 3 is illustrated in Figure 2 , with selected bond parameters summarised in Table 1 .
Supplementary material
Crystallographic data (excluding structure factors) for the structures described in this paper have been deposited with the Cambridge Crystallographic Data Centre, CCDC [ 
